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(54) Heat-resistant magnesium alloy 

(57) A heat-resistant magnesium alloy contains, 
based on the total weight of the alloy, 4.5-10 wt.% of 
aluminum, 0.1-3 wt.% of calcium, 1-3 wt.% of a rare 
earth element and 0.2-1 wt.% of manganese and has a 
composition such that the contents of aluminum, calci- 
um and the rare earth element satisfy the relationship 
of the following expression (1): 



1 .66 + 1 .33b + 0.37c £ a <; 2.77 + 1 .33b + 0.74c 



(1) 



wherein a represents the content of aluminum, b repre- 
sents the content of calcium, and c represents the con- 
tent of the rare earth element. 
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Description 

The present invention relates to a heat-resistant magnesium alloy suitable for use in mechanical parts of which 
weight saving is required, for example, automobil parts. 
s In recent years, there has been a demand for weight saving of automobil parts with a view toward improving fuel 

consumption of automobiles. It has been investigate to use magnesium alloys as materials for such parts. 

In past, Mg-AI-Zn-Mn type alloys (AZ91 D alloys) containing 9 wt.% of aluminum, 1 wt.% of zinc and 0.5 wt.% of 
manganese, Mg-AI-Mn type alloys (AM60B alloys) containing 6 wt.% of aluminum and 0.3 wt.% of manganese, and 
the like have been known. However, the strength of all the above<lescribed magnesium alloys is reduced at about 
10 1 20°C, and so they are unfit for uses of which high-temperature strength or high heat resistance is required. 

Mg-AI-RE (rare earth element) type alloys to which a rare earth element is added in order to improve the high- 
temperature strength of the above magnesium alloys, for example, an AE42 alloy (specification of Dow Chemical Co.) 
containing 4 wt.% of aluminum and 2 wt.% of a rare earth element, are known. However, the AE42 alloy is insufficient 
in creep strength and is hence unfit for uses of which high high-temperature strength is required in a pressed state. 
15 Therefore, there have been proposed various attempts to improve material characteristics such as higrHemper- 

ature strength and creep strength. 

For example, Japanese Patent Application Laid-Open No. 25790/1994 discloses magnesium alloys containing 
2-10 wt.% of aluminum, 1 .4-1 0 wt.% of calcium, having a Ca/AI ratio of at least 0.7 and further containing each at most 
2 wt.% of zinc, manganese, zirconium and silicon, and at most 4 wt.% of at least one element selected from rare earth 
20 elements (for example, yttrium, neodymium, lanthanum, cerium and Misch metals). This publication describes the fact 
that the inclusion of the rare earth element permits improvement in the high -temperature strength of the magnesium 
alloys, and this effect is further enhanced by using the rare earth element in combination with calcium. 

Besides, Japanese Patent Application Laid-Open No. 11374/1995 discloses magnesium alloys containing 1.5-10 
wt.% of aluminum, at most 2 wt.% of a rare earth element and 0.25-5.5 wt.% of calcium. According to the above 
25 magnesium alloys, creep strength at high temperature is said to be improved. 

Further, Japanese Patent Application Laid-Open No. 278717/1995 discloses magnesium alloys containing 1.5-10 
wt.% of aluminum, at most 2 wt.% of a rare earth element and 0.25-2.5 wt.% of calcium. According to the above 
magnesium alloys, resistance to thermal settling (percent reduction in axial force) is said to be improved. 

However, when calcium is contained in a magnesium alloy, the resulting alloy involves a disadvantage that it tends 
30 to undergo casting crack, in particular, high-heat crack right after casting in the case of a casting process high in cooling 
rate, such as die casting. 

It is desirable to provide a magnesium alloy which solves the above disadvantage, is excellent in high^emperature 
properties such as high-temperature strength and creep elongation and undergoes no casting crack. 

It is also desirable to provide a magnesium alloy produced by die casting and having excellent residual joint axial 
35 force under a high-temperatur e and high-load environment when joined by a bolt or bolts. 

In a casting process high in cooling rate, it is considered that casting crack is caused when the strength of the 
resulting cast product is insufficient against stress generated with shrinkage upon solidification of the cast product. 

The structure of a magnesium alloy is generally composed of a dendrite structure. A part of the dendrite may be 
converted into an a crystal grain by subsequent working, heat treatment and/or the like. However, it is difficult to dis- 
40 tinguish the dendrite from the a crystal grain at a glance. Therefore, the matrix and grain boundary of the cast structure 
are described as "dendrite or a crystal grain" and "dendrite cell or a crystal grain boundary", respectively, in this spec- 
ification. 

When calcium and a rare earth element are contained in a magnesium alloy, a solid solution is scarcely formed 
because calcium and the rare earth element are low in solid solubility in the matrix of the magnesium alloy. Therefore, 

45 they are crystallized out as such a network-like eutectic phase as they fill up the space of the dendrite cell or a crystal 
grain boundary. It is known that the heat resistance of the magnesium alloy is improved by the eutectic phase. However, 
the magnesium alloy containing calcium and the rare earth element scarcely gains strength between matrices (dendrite 
or a crystal grains) until the eutectic phase solidifies. Therefore, it is considered that such a magnesium alloy does not 
gain resisting force against the stress generated upon the casting, and so it tends to undergo the casting crack. 

50 Thus, the present inventors have carried out a repeated investigation as to the compositions of magnesium alloys 

containing a rare earth element. As a result, it has been found that the reason why calcium and the rare earth element 
are crystallized out as the eutectic phase is that the amount of aluminum present in the grain boundary (dendrite cell 
or a crystal grain boundary) of the magnesium alloy is little, and the casting crack can hence be reduced by containing 
aluminum in the magnesium alloy in an amount appropriate to the contents of calcium and the rare earth element. 

55 According to an aspect of the present invention, there is thus provided a heat-resistant magnesium alloy containing; 

based on the total weight of the alloy, 4.5-1 0 wt.% of aluminum, 0. 1 -3 wt.% of calcium, 1 -3 wt.% of a rare earth element 
and 0.2-1 wt.% of manganese and having a composition that the contents of aluminum, calcium and the rare earth 
element satisfy the relationship of the following expression (1 ): 
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1 .66 + 1 .33b + 0.37c <, a £ 2.77 + 1 ,33b + 0.74c (1 ) 

wherein a repres nts th content of aluminum, b repres nts the content of calcium, and c represents th content of 

5 therar earth element. 

In a magnesium alloy containing aluminum, aluminum is contained as a supersaturated solid solution in th matrix 
(dendrite cell or a crystal grain) of the magnesium alloy where its structure is formed by quenching. However, when 
the content of aluminum is further increased, aluminum is discharged in the grain boundary (dendrite cell or ctcrystal 
grain boundary). Since the above calcium and rare earth element are high in bonding property to aluminum, the struc- 

10 tural form of the magnesium alloy is changed when the amount of aluminum in the grain boundary (dendrite cell or a 
crystal grain boundary) is increased, so that the calcium and rare earth element form a compound phase containing 
aluminum. Since the compound phase containing the above calcium and rare earth element, and aluminum solidifies 
at a temperature higher than such a network-like eutectic phase as the calcium and rare earth element fill up the space 
of the dendrite cell or a crystal grain boundary, the resulting magnesium alloy gains strength resistant to stress gen- 

15 erated with shrinkage upon solidification of a cast product of the magnesium alloy. 

Besides, the temperature of a liquid phase in a casting mold is lowered by increasing the amount of aluminum 
contained in the magnesium alloy. Therefore, the temperature range upon the solidification becomes narrow, so that 
stress generated with the shrinkage upon the solidification of the cast product of the magnesium alloy becomes weak. 
According to the magnesium alloy of the above constitution, therefore, the casting crack can be reduced owing to 

20 the inclusion of aluminum in an amount within the above range to the contents of calcium and the rare earth metal. 

On the other hand, when the amount of aluminum contained in a magnesium alloy becomes too great, a magne- 
sium-aluminum compound (Mg^AI^ is deposed in its matrix and grain boundary. When the magnesium-aluminum 
compound undergoes coarse solidification in such a state, the alby structure becomes thermally unstable, and so the 
resulting magnesium alloy incurs a possibility that its heat resistance may be lowered. 

25 However, when the amount of aluminum contained in the magnesium alloy is controlled to an amount within the 

above range to the contents of calcium and the rare earth element, aluminum discharged in the grain boundary com- 
bines with the calcium and rare earth element, thereby preventing the deposition of the magnesium-aluminum com- 
pound. Besides, when manganese is contained in an amount within the above range in the magnesium alloy, the 
deposition of the magnesium-aluminum compound is prevented by manganese which is a peritectic system. 

30 According to the magnesium alby of the above constitution, therefore, heat resistance of the same degree as the 

prior art alloys can be obtained owing to the inclusbn of aluminum and manganese in amounts within the above re- 
spective ranges to the contents of calcium and the rare earth element. 

The heat-resistant magnesium alloy according to the present invention may be characterized in that it is used in 
die casting. In the die casting, cooling rate is high, and a casting material is constrained by a mold. Therefore, stress 

35 due to shrinkage upon solidification is liable to become great. According to a heat-resistant magnesium alloy embodying 
the present invention, the stress is however weakened as described above, and strength resistant to the stress can 
be obtained, so that casting crack upon die casting can be reduced. 

A heat-resistant magnesium alloy embodying the present invention may be characterized in that the rare earth 
element is contained as a Misch metal. As the rare earth element, there may be used one or more of scandium, yttrium, 

40 lanthanum, cerium, praseodymium, neodymium, promethium, samarium, europium, gadolinium, terbium, dysprosium, 
holmium, erbium, thulium, ytterbium and lutetium. However, it is expensive to isolate the rare earth element, so that 
the Misch metal, which is comparatively cheap, may be preferably used. Misch metals are natural alloys of a cerium 
group and contain cerium, lanthanum, praseodymium, neodymium, samarium and the like. 

The present inventors have carried out a further investigation as to the heat-resistant magnesium alloy according 

45 to the first aspect of the present invention. As a result, it has been found that when the composition of the heat-resistant 
magnesium alloy, which falls within the above-described ranges, is further limited to a composition within specific 
ranges upon using it in die casting, the resulting alloy becomes a characteristic structural form and gains excellent 
residual joint axial force under a high-temperature and high-load environment when joined by a bolt or bolts. 

According to another aspect of the present invention, there is also provided a heat-resistant magnesium alloy 

so obtained by die casting and containing an aluminum-calcium type compound which covers a dendrite or a crystal grain 
in an alloy structure, and an aluminum-rare earth element type compound in the form of a spherical particle, which is 
crystallized out in a dendrite cell or a crystal grain boundary. 

According to the heat-resistant magnesium alloy according to the second aspect of the present invention, the 
composition of calcium, the rare earth element and aluminum contained in the alloy is limited to a composition within 

55 their specific ranges to subject it to die casting, whereby the aluminum-calcium type compound formed covers the 
whole surface of the dendrite or a crystal grain. The aluminum-calcium type compound is stable at a high temperature, 
and so the embrittlement of the cast structure can be prevented by covering the whole surface of the dendrite or a 
crystal grain with this compound. 
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Besides, according to the heat-resistant magnesium alloy according to the second aspect of the present invention, 
the aluminum-rar earth element typ compound in the form of a spherical particl is crystallized out in the dendrit 
cell or a crystal grain boundary at the same tim as the formation of the aluminum-calcium type compound. The alu- 
minum-rar earth element type compound in the form of a spherical particl is crystallized out in a stat that a wedge 
s is driven into th aluminum-calcium type compound which covers th dendrite or a crystal grain, wher by the r sistanc 
to distortion at high temperature of th resulting alloy becomes very high. 

As a result, the heat-resistant magnesium alloy according to the second aspect of the present invention can provide 
excellent residual joint axial force under a high-temperature and high-load environment when joined by a bolt or bolts. 

Incidentally, the aluminum-rare earth element type compound contains calcium. However, the content of the cal- 
10 cium is very low, and so such a compound is described as "aluminum-rare earth element type compound - in this 
specification. 

The heat-resistant magnesium alloy of the above constitution can be obtained by die casting in a composition 
containing, based on the total weight of the alloy, 4.5-6.0 wt.% of aluminum, 1 .2-2.2 wt.% of calcium and 1 .0-3.0 wt.% 
of a rare earth element. 

15 The heat-resistant magnesium alloy contains aluminum in the above range, whereby aluminum combines with the 

rare earth element and calcium to form an aluminum-calcium type compound which is an intermetallic compound. 

Besides, the heat-resistant magnesium alloy contains the rare earth element in the above range, whereby the rare 
earth element forms an aluminum-rare earth element type compound in the form of a spherical particle. 

Further, the heat-resistant magnesium alloy contains calcium in the above range, whereby the aluminum-rare earth 
20 element type compound is spheroidized, and moreover the aluminum-calcium type compound can cover the whole 
surface of the dendrite or a crystal grain. 

Incidentally, the heat-resistant magnesium alloy may contain zinc in addition to aluminum, calcium and the rare 
earth element. However, when a compound phase containing zinc is formed in the grain boundary, the residual joint 
axial force of the resulting alloy is reduced, and so the content of zinc is within a range in which zinc may be contained 
25 as a solid solution in the matrix, and is 0.5 wt.% or lower. 

For a better understanding of the invention, and to show how the same may be carried into effect, reference will 
now be made, by way of example, to the accompanying drawings, in which: 

FIG. 1 is a graph illustrating a range of an aluminum content to a calcium content in a magnesium alloy according 
30 to a first aspect of the present invention where a content of the rare earth element is 1 wt.%; 

FIG. 2 is a graph illustrating a range of an aluminum content to a calcium content in a magnesium alloy according 

to the first aspect of the present invention where a content of the rare earth element is 2 wt.%; 

FIG. 3 is a graph illustrating a range of an aluminum content to a calcium content in a rnagnesium alloy according 

to the first aspect of the present invention where a content of the rare earth element is 3 wt.%; 
35 FIG. 4 is a cross-sectional view of a casting mold for a ring test used in determination of casting crack; 

FIG. 5 is a copy of an electronic microphotograph illustrating a metallic structure of a magnesium alloy according 

to a second aspect of the present invention; 

FIG. 6 is a copy of an electronic microphotograph illustrating the metallic structure of the magnesium alloy according 
to the second aspect of the present invention; 
40 Fl G. 7 is a copy of an electronic microphotograph illustrating the metallic structure of the magnesium alloy according 

to the second aspect of the present invention; 

FIG. 8 is an explanatory cross-sectional view illustrating how to measure an axial force; 

FIG. 9 is a copy of an electronic microphotograph illustrating a metallic structure of a magnesium alloy according 

to Comparative Example 6; 

45 FIG. 10 is a copy of an electronic microphotograph illustrating the metallic structure of the magnesium alloy ac- 

cording to Comparative Example 6; 

FIG. 11 is a copy of an electronic microphotograph illustrating a metallic structure of another magnesium alloy 
according to Comparative Example 6; 

FIG. 12 is a copy of an electronic microphotograph illustrating the metallic structure of the another magnesium 
50 alloy according to Comparative Example 6; and 

FIG. 13 is a copy of an electronic microphotograph illustrating the metallic structure of the another magnesium 
alloy according to Comparative Example 6. 

Embodiments of the present invention will hereinafter be described in more detail with reference to the accompa- 
55 nying drawings. FIGs. 1 to 3 are graphs each illustrating a range of an aluminum content to a calcium content in a 
magnesium alloy according to a first embodiment of the present invention where the content of the rar earth element 
is made constant. FIG. 4 is a cross-sectional view of a casting mold for ring test used in determination of casting crack. 

FIGs. 5 to 7 show electronic microphotographs each illustrating a metallic structur of a magnesium alloy according 
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to a second embodiment of the present invention, and FIG. 8 is an explanatory cross-sectional view illustrating how 
to measur a residual joint axial force of the magnesium alloy according to th second mbodiment of th present 
invention when joined by a bolt. 

FIGS. 9 to 13 also show electronic microphotographs each illustrating a metallic structure of a magn sium alloy 
s according to a comparative xample. 

The magnesium alloys according to the first embodiment of the present invention will be described first. 

The magnesium alloys according to this embodiment contain, based on the total weight of the alloy, 4.5-10 wt.% 
of aluminum, 0.1-3 wt.% of calcium, 1-3 wt.% of a Misch metal as a rare earth element and 0.2-1 wt.% of manganese 
and each have a composition that the contents of aluminum, calcium and the rare earth element satisfy the relationship 
10 of the following expression (1 ): 

1 .66 + 1 .33b + 0.37c <, a £ 2.77 + 1 .33b + 0.74c (1 ) 

is wherein a represents the content of aluminum, b represents the content of calcium, and c represents the content of 
the rare earth element. 

If the content of aluminum in the magnesium alloy is lower than 4.5 wt.% or the left member (1 .66 + 1 .33b + 0.37c) 
of the expression (1 ). the effect of preventing the casting crack cannot be achieved. If the content of aluminum exceeds 
10 wt.% or the right member (2.77 + 1.33b + 0.74c) of the expression (1), the heat resistance, in particular, creep 
20 elongation of the resulting magnesium alby is lowered. 

If the content of calcium in the magnesium alloy is lower than 0.1 wt.%, the effect of preventing the casting crack 
cannot be achieved. If the content of calcium exceeds 3 wt.%, the strength and heat resistance, in particular, creep 
elongation of the resulting magnesium alloy are lowered. 

If the content of the rare earth element in the magnesium alby is lower than 1 wt.%, the heat resistance, in particular, 
25 creep elongation of the resulting magnesium alloy is lowered. If the content of the rare earth element exceeds 3 wt.%, 
the effect of preventing the casting crack cannot be achieved. 

If the content of manganese in the magnesium alby is fower than 0.2 wt.%, the heat resistance, in particular, creep 
elongation of the resulting magnesium alloy is lowered. If the content of manganese exceeds 1 wt.%, the strength of 
the resulting magnesium alby is lowered. 
30 in this embodiment, as the Misch metal, that containing, for example, 23.7 wt.% of lanthanum, 58.0 wt.% of cerium, 

4.7 wt.% of praseodymium, 12.6 wt.% of neodymium, less than 0.2 wt.% of samarium, less than 0.2 wt.% of iron, less 
than 0.3 wt.% of calcium and less than 0.1 wt.% of magnesium is used. 

The magnesium albys according to this embodiment are particularly suitable for uses of transmission cases, cases 
of engine parts and the like. 

35 

Example 1 : 

Magnesium albys of Sample Nos. 1 to 6 were produced by including 1 wt.% of the Misch metal, 0.45 wt.% of 
manganese, and varied contents of aluminum and calcium. 
40 in the magnesium alloys according to this example, the contents of aluminum and calcium were within ranges of 

4.5-10 wt.% and 0.1-3 wt.%, respectively, and satisfied the relationship of the folbwing expression (2): 

2.03 + 1.33b £ a £3.51+ 1.33b (2) 

45 

wherein a represents the content of aluminum, and b represents the content of calcium. 

Incidentally, the expression (2) corresponds to the expression (1 ) in which c is 1 . In the magnesium alloys of Sample 
Nos. 1 to 6 according to this example, the contents of aluminum and calcium are in a region surrounded by a thick line 
in FIG. 1. 

50 The magnesium albys of Sample Nos. 1 to 6 were then used to conduct tests of casting crack and strength eval- 

uation. 

First, the casting crack test was performed by using a casting mold illustrated in FIG. 4 to cast a ring-like casting 
from each of the sample alloys, cooling the ring-like casting thus obtained and then measuring the lengths of cracks 
occurred in the ring-like casting, whereby the casting crack was evaluated in terms of the total length of the cracks 
55 occurred. 

As illustrated in FIG. 4, the ring-like casting is cast between an outer mold 2 and an inner mold 3 mounted on a 
base 1 . The outer mold 2 is in the form of a ring having an inner diameter R of 58 mm and a thickness d of 19 mm, 
whil the inner mold 3 is in the form of a disk which is tapered at its peripheral surfac , has an upper external diameter 
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of 38 mm and a lower external diameter r 2 of 37.6 and is thicker than the outer mold 2. Incidentally, ceramic powder 

was spray-coated and dried on the base 1 upon th casting of the ring-lik casting. 

Second, th test of strength evaluation was performed by using a 250-t cold chamber di casting machine to 

conduct die casting at a mold temperature of 100°C and plunger sp ed of 1 .7-2.5 m/sec, thereby producing a round 
5 bar having a diameter of about 20 mm and a I ngth of 200 mm. A creep test piece and a tensile test piec , which had 

a threaded part having a grip section of outer diameter of 12 mm, a pitch of 1 .0 mm and a 30 mm paralleled part of 

8.0 mm in diameter, were machined from this round bar. The tensile test was performed at 150°C and a crosshead 

speed of 0.5 m/sec. Besides, the creep test was performed under stress of 50 MPa at 1 50°C to measure an elongation 

after 100 hours excluding an initial elongation. 
10 The compositions of the magnesium alloys according to this example, and the results of the casting crack and 

strength evaluation tests are shown in the fol towing Table 1. 

Comparative Example 1 : 

is Magnesium alloys of Sample Nos. 7 to 13 were produced in the same manner as in Example 1 except that 1 wt. 

% of the Misch metal and 0.45 wt.% of manganese were included, and contents of aluminum and calcium were varied 
outside the region surrounded by the thick line in FIG. 1 , thereby performing the casting crack and strength evaluation 
tests in the same manner as in Example 1. The compositions of the magnesium alloys according to this comparative 
example, and the results of the casting crack and strength evaluation tests are shown in the following Table 1 . 

20 



Table 1 



25 


Sample 


Composition (wt.%) 


Casting 
crack 


Tensile 
strength 


Elon- 
gation 


Creep 
elon- 




No. 




Ca 


RE 


Mil 


Al 


length 
(inn) 


(MPa) 


(%) 


gation 
(%) 


30 




1 


0.76 


1.00 


0.45 


4.50 


12 


248 


6.8 


0.10 






2 


0.90 


1.02 


0.45 


4.70 


0 


248 


6.5 


0.10 


35 


i-i 


3 


1.80 


1.02 


0.45 


4.50 


15 


212 


5.7 


0.03 




1 


4 


1.96 


1.00 


0.45 


5.96 


0 


239 


4.9 


0.06 




X 
W 


5 


2.95 


1.01 


0.45 


6.00 


0 


205 


3.8 


0.03 


40 




6 


3.00 


1.00 


0.46 


7.40 


0 


238 


3.1 


0.10 




•-I 


7 


0.90 


1.00 


0.45 


3.98 


61 


232 


6.5 


0.01 


46 


0 

H 

a 


8 


0.90 


1.01 


0.45 


5.01 


0 


255 


5.9 


0.26 




.ve Exam 


9 


1.80 


1.01 


0.45 


4.00 


62 


200 


5.1 


0.01 


SO 


10 


1.91 


1.00 


0.45 


6.45 


0 


252 


3.7 


0.32 


«P 


11 


2.95 


1.00 


0.45 


5.65 


62 


196 


2.6 


0.01 




a 

Pi 

B 


12 


2.96 


1.00 


0.46 


7.92 


0 


249 


1.4 


0.38 


55 


O 


13 


3.55 


1.00 


0.45 


7.53 


0 


169 


0.7 


0.01 



RE: Rare earth elem nt (Misch m tal) 
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As apparent from Table 1, with respect to the magnesium alloys according to Example 1, the alloys of Sample 
Nos. 2, 4, 5 and 6 underwent no casting crack. Casting crack was observed on the alloys of Sample Nos. 1 and 3, but 
it was too slight to caus practical problems. In addition, th magnesium alloys according to Example 1 had xcellent 
heat resistance as demonstrated by high tensile str ngth and low cr ep tangatbn at 150°C. 
s On th other hand, with respect to the magnesium alloys according to Comparative Example 1 , the alloys of Sample 

Nos. 7 and 9, whose aluminum content was lower than 4.5 wt.%, underwent casting crack. Besides, the alloy of Sample 
No. 11, whose aluminum and calcium contents were within ranges of 4.5-10 wt.% and 0.1-3 wt.%, respectively, but 
whose aluminum content was lower than the left member (2.03 + 1.33b) of the expression (2) (see FIG. 1), also un- 
derwent casting crack. 

10 Further, the alloys of Sample Nos. 8, 10 and 12, whose aluminum and calcium contents were within ranges of 

4.5-10 wt.% and 0.1-3 wt.%, respectively, but whose aluminum content was higher than the right member (3.51 + 
1.33b) of the expression (2) (see FIG. 1), were apparently high in creep elongation and hence became low in heat 
resistance in a stressed state. 

Furthermore, the alloy of Sample No. 13, whose calcium content exceeded 3 wt.%, was apparently too low in 

is tensile strength to gain sufficient strength. 

Example 2: 

Magnesium alloys of Sample Nos. 14 to 20 were produced in the same manner as in Example 1 except that 2 wt. 
20 % of the Misch metal and 0.45 wt.% of manganese were included, and contents of aluminum and calcium were varied. 
In the magnesium alloys according to this example, the contents of aluminum and calcium were within ranges of 4.5-1 0 
wt.% and 0.1-3 wt.%, respectively, and satisfied the relationship of the following expression (3): 

2S 2.40 + 1.33b ^ a £4.25 + 1.33b (3) 

wherein a represents the content of aluminum, and b represents the content of calcium. 

Incidentally, the expression (3) corresponds to the expression (1 ) in which c is 2. In the magnesium alloys of Sample 
Nos. 14 to 20 according to this example, the contents of aluminum and calcium are in a region surrounded by a thick 
30 line in FIG. 2. 

The magnesium alloys of Sample Nos. 14 to 20 were then used to conduct tests of casting crack and strength 
evaluation in the same manner as in Example 1 . The compositions of the magnesium alloys according to this example, 
and the results of the casting crack and strength evaluation tests are shown in the following Table 2. 

35 Comparative Example 2: 

Magnesium alloys of Sample Nos. 21 to 27 were produced in the same manner as in Example 1 except that 2 wt. 
% of the Misch metal and 0.45 wt.% of manganese were included, and contents of aluminum and calcium were varied 
outside the region surrounded by the thick line in FIG. 2, thereby performing the casting crack and strength evaluation 
40 tests in the same manner as in Example 1 . The compositions of the magnesium alloys according to this comparative 
example, and the results of the casting crack and strength evaluation tests are shown in the following 
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Table 2. 



Table 2 





Sample 


Composition (wt.%) 


Casting 

tJAcUJJt 


Tensile 


Elon- 

Ration 


Creep 
elon* 


10 


No. 




Ca 


RE 


Mn 


Al 


length 
(nni) 


V Fit Q. ) 




gation 






14 


0.50 


2.00 


0.45 


4.50 


10 


241 


6 . 9 


0 . 03 


15 




15 


0-90 


2.00 


0.45 


4.50 


12 


226 


6 . 5 


0.03 




CM 


16 


0.90 


1.96 


0.47 


5.32 


0 


245 


6 . 0 


0 .07 






17 


1.81 


2.00 


0.45 


4.85 


0 


202 


5 . 4 


0*03 


20 


a 

§ 

X 


18 


1.86 


2.00 


0.45 


6.62 


0 


241 


4.4 


0.08 




1*4 


19 


2.99 


1.96 


0.45 


6.47 


0 


196 


3 . 4 


0 .03 


25 




20 


3.00 


2.00 


0.45 


8.20 


0 


237 


2.5 


0.09 




CN 


21 


0.90 


2.00 


0.45 


4.00 


57 


215 


6.3 


0.01 


30 


0 

H 

a 


22 


0.95 


2.00 


0.45 


5.95 


0 


tea 

258 


5 . 2 


0 . 35 


§ 

X 
w 

> 


23 


1.95 


2.00 


0.45 


4.60 


60 


191 


4.4 


0.01 




24 


1.91 


2.00 


0.45 


7.00 


0 


248 


3.2 


0.20 


35 


•M 

id 
M 


25 


2.96 


1.95 


0.47 


5.95 


60 


185 


2.2 


0.01 




10 

§• 


26 


2.99 


2.00 


0.46 


8.70 


0 


248 


1.5 


0.37 


40 


o 
o 


27 


3.53 


2.00 


0.47 


8.00 


o 


163 


0.3 


0.01 



RE: Rare earth element (Mlsch metal) 



As apparent from Table 2, with respect to the magnesium alloys according to Example 2, the alloys of Sample 
45 Nos. 16 to 20 underwent no casting crack. Casting crack was observed on the alloys of Sample Nos. 14 and 15, but 
it was too slight to cause practical problems. In addition, the magnesium alloys according to Example 2 had excellent 
heat resistance as demonstrated by high tensile strength and low creep elongation at 150°C. 

On the other hand, with respect to the magnesium alloys according to Comparative Example 2, the alloy of Sample 
No. 21 , whose aluminum content was lower than 4.5 wt.%, underwent casting crack. Besides, the alloys of Sample 
so Nos. 23 and 25, whose aluminum and calcium contents were within ranges of 4.5-1 0 wt.% and 0.1-3 wt.%, respectively, 
but whose aluminum content was lower than the left member (2.40 + 1 .33b) of the expression (3) (see FIG. 2), also 
underwent casting crack. 

Further, the alloys of Sample Nos. 22, 24 and 26, whose aluminum and calcium contents were within ranges of 
4.5-10 wt.% and 0.1-3 wt.%, respectively, but whose aluminum content was higher than the right member (4.25 + 
ss 1.33b) of the expression (3) (see FIG. 2), were apparently high in creep elongation and hence became low in heat 
resistance in a stressed state. 

Furthermore, the alloy of Sample No. 27, whose calcium content exceeded 3 wt.%, was apparently too low in 
tensile strength to gain sufficient strength. 
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Example 3: 

Magnesium alloys of Sample Nos. 28 to 34 wer produced in the sam manner as in Exampl 1 except that 3 wt. 
% ot the Misch metal and 0.45 wt.% of manganese wer included, and cont ntsof aluminum and calcium wer varied. 
5 Inth magnesium altoys according to this example, the contents of aluminum and calcium w r within ranges of 4.5-10 
wt.% and 0.1-3 wt.%, respectively, and satisfied the relationship of the following expression (4): 

2.77 + 1 .33b <, a <> 4.99 + 1 .33b (4) 

10 

wherein a represents the content of aluminum, and b represents the content of calcium. 

Incidentally, the expression (4) corresponds to the expression (1 ) in which c is 3. In the magnesium alloys of Sample 
Nos. 28 to 34 according to this example, the contents of aluminum and calcium are in a region surrounded by a thick 
line in FIG. 3. 

is The magnesium alloys of Sample Nos. 28 to 34 were then used to conduct tests of casting crack and strength 

evaluation in the same manner as in Example 1 . The compositions of the magnesium alloys according to this example, 
and the results of the casting crack and strength evaluation tests are shown in the following Table 3. Comparative 
Example 3: 

Magnesium alloys of Sample Nos. 35 to 41 were produced in the same manner as in Example 1 except that 3 wt. 
20 % of the Misch metal and 0.45 wt.% of manganese were included, and contents of aluminum and calcium were varied 
outside the region surrounded by the thick line in FIG. 3, thereby performing the casting crack and strength evaluation 
tests in the same manner as in Example 1 . The compositions of the magnesium alloys according to this comparative 
example, and the results of the casting crack and strength evaluation tests are shown in the following Table 3. 
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Table 3 



5 


Sample 


Composition (wt.%) 


crack 


strength 


Finn- 

gation 


elon- 




No. 




Ca 


RE 


Mn 


Al 


i ...... 1 1 . 

(ran) 


(NPa) 


(%) 


gation 

<%) 


10 




28 


0.50 


3.00 


0.46 


4.50 


12 


223 


6.7 


0.03 






*y q 

£7 




*> QS 




A SO 


IS 


207 


6.2 


0.03 


15 




JU 








O . \JKJ 


0 


241 


5.4 


0.03 


Example 


o X 


i on 






S 11 


0 


191 


4.8 


0.03 




1 1 
jZ 


X • 7J 






7 AR 


0 


241 


3.7 


0.07 


20 








<5 • UU 




A 70 

o . / u 


0 


190 


3.1 


0.03 






34 


3 . 00 


3 • 0 0 


U • 4D 


O . /X 


0 


231 


2.0 


0.03 


25 


CO 


35 


O 0 1 
0 m 91 




U • 4D 


a nn 
4 • UU 


59 


196 


6.0 


0.01 




0 

H 

a 


JO 






O 45 


6 .45 


0 


254 


4.8 


0.24 


30 


ve Exam 


37 


1.85 


2.97 


0.46 


5.00 


58 


186 


4.1 


0.03 


38 


1.90 


3.00 


0.45 


7.90 


0 


252 


2.6 


0.31 




mparatl 


39 


2.95 


3.00 


0.45 


6.39 


60 


178 


1.8 


0.03 


35 


40 


2.96 


3.00 


0.45 


9.20 


0 


244 


1.4 


0.25 




o 
u 


41 


3.50 


3.00 


0.45 


8.22 


0 


161 


0.3 


0.03 



RE: Rare earth element (Mlsch metal) 



As apparent from Table 3, with respect to the magnesium alloys according to Example 3, the alloys of Sample 
Nos. 30 to 34 underwent no casting crack. Casting crack was observed on the alloys of Sample Nos. 28 and 29, but 
it was too slight to cause practical problems. In addition, the magnesium alloys according to Example 3 had excellent 
*s heat resistance as demonstrated by high tensile strength and low creep elongation at 1 50° C. 

On the other hand, with respect to the magnesium alloys according to Comparative Example 3, the alloy of Sample 
No. 35, whose aluminum content was lower than 4.5 wt.%, underwent casting crack. Besides, the alloys of Sample 
Nos. 37 and 39, whose aluminum and calcium contents were within ranges of 4.5-10 wt.% and 0.1-3 wt.%, respectively, 
but whose aluminum content was lower than the left member (2.77 + 1 .33b) of the expression (4) (see FIG. 3), also 
so underwent casting crack. 

Further, the alloys of Sample Nos. 36, 38 and 40, whose aluminum and calcium contents were within ranges of 
4.5-10 wt.% and 0.1-3 wt.%, respectively, but whose aluminum content was higher than the right member (4.99 + 
1.33b) of the expression (4) (see FIG. 3), were apparently high in creep elongation and hence became low in heat 
resistance in a stressed state. 

ss Furthermore, the alloy of Sample No. 41, whose calcium content exceeded 3 wt.%, was apparently too low in 

tensile strength to gain sufficient strength. 
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Example 4: 

Magnesium alloys of Sample Nos. 42 to 44 wer produced in the same manner as in Example 1 except that th 
contents of the Misch metal, aluminum and calcium w r 2 wt.%, 5 wt.% and 1 .8 wt.%, respectively, and th content 
5 of manganese was varied within a range of 0.2-1 .0 wt.%. 

In the magnesium alloys according to this xample, the contents of aluminum and calcium satisfied the relationship 
of the following expression (3): 

2.40+ 1.33b £a £4.25 + 1.33b (3) 



wherein a represents the content of aluminum, and b represents the content of calcium. 

As described above, the expression (3) corresponds to the expression (1 ) in which c is 2. 

The magnesium alloys of Sample Nos. 42 to 44 were then used to conduct tests of casting crack and strength 
is evaluation in the same manner as in Example 1 . The compositions of the magnesium alloys according to this example, 
and the results of the casting crack and strength evaluation tests are shown in the following Table 4. 

Comparative Example 4: 



20 Magnesium alloys of Sample Nos. 45 to 47 were produced in the same manner as in Example 1 except that the 

contents of the Misch metal, aluminum and calcium were 2 wt.%, 5 wt.% and 1 .9 wt.%, respectively, and the content 
of manganese was varied outside a range of 0.2-1 .0 wt.%, thereby performing the casting crack and strength evaluation 
tests in the same manner as in Example 1 . The compositions of the magnesium alloys according to this comparative 
example, and the results of the casting crack and strength evaluation tests are shown in the following Table 4. 

25 



Table 4 



Sample 
No- 


Composition ( wt . % ) 


Casting 
crack 
length 
(ran) 


Tensile 
strength 

(MPa) 


Elon- 
gation 

(%) 


Creep 
elon- 
gation 
(%) 


Ca 


RE 


Mn 


Al 


Example 4 


42 


1.80 


1.99 


0.20 


5.00 


0 


205 


5.3 


0.03 


43 


1.81 


2.00 


0.70 


5.05 


0 


205 


5.3 


0.02 


44 


1.80 


1.95 


1.00 


5.00 


10 


196 


2.7 


0.03 


A 


45 


0.90 


1.99 


0.00 


5.00 


0 


201 


4.3 


0.17 


46 


0.91 


2.00 


0.10 


5.05 


0 


202 


4.2 


0.16 


47 


1.90 


2.00 


1.30 


5.05 


0 


169 


0.6 


0.03 



RE: Rare earth element (Misch metal) 



As apparent from Table 4, with respect to the magnesium alloys according to Example 4, whose manganese 
50 content was within the range of 0.2-1 .0 wt.%, the alloys of Sample Nos. 42 and 43 underwent no casting crack. Casting 
crack was observed on the alloy of Sample No. 44, but it was too slight to cause practical problems. In addition, the 
magnesium alloys according to Example 4 had excellent heat resistance as demonstrated by high tensile strength and 
low creep elongation at 1 50°C. 

On the other hand, with respect to the magnesium alloys according to Comparative Example 4, whose manganese 
55 content was outside the range of 0.2-1 .0 wt.%, their casting crack was reduced like the magnesium alloys of Example 
4. However, the alloy of Sample Nos. 45 and 46, whose manganese content was lower than 0.2 wt.%, showed creep 
elongation greater than that of the magnesium alloys according to Example 4. The magnesium alloy of Sample No. 
47, whose manganese content was higher than 1.0 wt.%, was bwer in tensile strength than that of the magnesium 



11 



EP0 791 662 A1 



alloys of Example 4. |t is henc apparent that these magnesium alloys are insufficient in heat resistance. 
Comparative Exampl 5: 

s Magnesium alloys of Sample Nos. 48 to 50 wer produced in the same mann r as in Example 1 except that th 

content of manganese was controlled to 0.45 wt.%, the contents of calcium and aluminum were varied within ranges 
of 1 .8-1 .9 wt.% and 4.5-7.9, respectively, and the content of the Misch metal was varied outside a range of 1 .0-3.0 wt., 
thereby performing the casting crack and strength evaluation tests in the same manner as in Example 1. The compo- 
sitions of the magnesium alloys according to this comparative example, and the results of the casting crack and strength 

10 evaluation tests are shown in the following Table 5. 



Table 5 



Sample 
NO. 


Composition (wt.%) 


Casting 
crack 
length 
(mm) 


Tensile 
strength 

(MPa) 


Elon- 
gation 

(%) 


Creep 
elon- 
gation 
(%) 


Ca 


RE 


Mn 


Al 


m 

& 

! 


48 


1.80 


0.50 


0.45 


4.50 


0 


220 


5.0 


0.38 


49 


1.90 


4.00 


0.45 


7.90 


28 


234 


2.4 


0.01 


50 


1.90 


6.07 


0.45 


7.90 


55 


177 


0.7 


0.01 



RE: Rare earth element (Misch metal) 



30 As apparent from Table 5, the alloy of Sample No. 48, in which the content of the Misch metal which was used as 

a rare earth element was lower than 1 .0 wt.%, underwent no casting crack, but its creep elongation was great. Besides, 
the alloys of Sample Nos. 49 and 50, whose Misch metal content was higher than 3.0 wt.%, underwent casting crack. 
The magnesium albys according to the second embodiment of the present invention will hereinafter be described. 
The magnesium alloys according to this embodiment can be obtained by die-casting alloy components in a com- 
as position containing, based on the total weight of the alloy, 4.5-6.0 wt.% of aluminum, 1 .2-2.2 wt.% of calcium and 1 .0-3.0 
wt.% of a Misch metal as a rare earth element. 

If the content of aluminum in the magnesium alloy is tower than 4.5 wt.%, the formation of the aluminum-calcium 
type compound and the aluminum-rare earth element type compound becomes insufficient, so that the magnesium- 
rare earth element type compound and magnesium-calcium type compound of the eutectic phase are lamellarly formed. 
40 On the other hand, if the content of aluminum exceeds 6.0 wt.%, excess aluminum which does not combine with the 
rare earth element or calcium turns into a crystalline phase, p(Mg 17 AI 12 ), and the crystalline phase is thickly formed. 

If the content of calcium is lower than 1 .2 wt.%, the effect of spheroidizing the aluminum-rare earth element type 
compound cannot be achieved, and moreover the aluminum-calcium type compound cannot fully cover the whole 
surface of the dendrite or a crystal grain. On the other hand, if the content of calcium exceeds 2.2 wt.%, an eutectic 
45 phase is formed, resulting in a brittle magnesium alloy. 

If the total content of the rare earth element in the magnesium alloy is lower than 1 .0 wt.%, the absolute amount 
of the aluminum-rare earth element type compound crystallized out in the dendrite or a crystal grain is insufficient, so 
that the effect of improving residual joint axial force cannot be attained. On the other hand, if the content of the rare 
earth element exceeds 3.0 wt.%, an aluminum-rare earth element type compound, for example, in a compositional 
so rat to of aluminum to the rare earth element of 2:1 coarsely precipitates primary compounds, resulting in a very brittle 
magnesium alloy. 

The magnesium alloys according to this embodiment may contain manganese within a range of 0.2-1 wt.% based 
on the total weight of the alloy like the first embodiment. 

Besides, the magnesium alloys according to this embodiment may also contain zinc within a range in which zinc 
55 may be contained as a solid solution in the matrix. Zinc is a solid solution-strengthening element like aluminum. How- 
ever, zinc is easy to combine with rare earth elements and calcium, and so a zinc-rare earth element type compound, 
aluminum-zinc-rare earth element type compound, zinc-calcium type compound and aluminum-zinc-calcium type com- 
pound are formed. When such zinc-containing compounds are crystallized out in the grain boundary, the resulting alloy 
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tends to reduce its residual joint axiat force. 

Accordingly, the content of zinc in the magnesium alloys according to this embodim nt, if contained, is within a range 
in which zinc may be contained as a solid solution in the matrix, and is 0.5 wt.% or lower. 

In this mbodiment, as the Misch metal, the same Misch metal as that used in th first mbodiment is used. 
s In this embodiment, magnesium alloys containing an aluminum-calcium typ compound which covers the whol 

surface of a dendrite or a crystal grain in an alloy structure, and an aluminum-rare earth el ment type compound in 
the form of a spherical particle, which is crystallized out in a dendrite cell or a crystal grain boundary, are obtained by 
conducting die casting in the above-described composition. 

The results obtained by observing the structure of the magnesium alloy according to this embodiment will herein- 
10 after be described taking the case of a magnesium alby containing 5.0 wt.% of aluminum, 1 .8 wt.% of calcium, 2.0 wt. 
% of the Misch metal as a rare earth element and 0.3 wt.% of manganese and obtained by die casting. 

The structure of the magnesium alby was observed by photographs of 1 ,000 and 5,000 magnifications of the alloy 
taken as a compositional image by a scanning electron microscope because it was difficult to separate the rare earth 
element type compounds from the calcium type compounds by an optical microscope. FIGs. 5 and 6 show copies of 
is the electronic microphotographs of 1,000 and 5,000 magnifications, respectively. 

In the structure of the magnesium alloy, it is apparent that as shown in FIG. 6, a lamellar aluminurrvcalcium type 
compound 5 which covers the whole surface of the dendrite or a crystal grain 4 is formed in a dendrite cell or a crystal 
grain boundary, and an aluminum-rare earth element type compound 6 in the form of a spherical particle ranging from 
0.1 to 1 jam is further crystallized out in the compound 5. 
20 a photograph of 75,000 magnifications was then obtained by a transmission electron microscope using a sample 

obtained by mechanically abrading and slicing the structure of the magnesium alloy, stamping a disc 3 mm across from 
the slice, abrading this disc up to #1 ,500 with wet abrasive paper and further abrading it into a thin film by electrolytic 
polishing. A copy of this electronic microphotograph is shown in FIG. 7. 

In the structure of the magnesium alloy, it is apparent that as shown in FIG. 7, the lamellar aluminum-calcium type 
25 compound 5 which covers the dendrite or a crystal grain 4 in a thickness ranging from 0.1 to 1 \im is formed. 

The compositions of the individual portbns of the structure of the magnesium alloy shown in FIGs. 5 to 7 were 
then inferred by an energy dispersive method of X-ray spectroscopy. The results thereof are shown in the following 
Table 6. In the energy dispersive method of X-ray spectroscopy, cerium which amounts to about 60% of the Misch 
metal was detected as the rare earth element. 

30 



Table 6 





Mg 


Al 


Ca 


RE 


Dendrite or a crystal grain boundary 




66.67 


33.33 




Al-Ca type compound 5 (thin layer) 


21.13 


51.51 


26.55 


0.81 


AI-RE type compound 6 (spherical particle) 




78.4 


6.77 


14.82 


I RE: Rare earth element (Misch metal) 



.40 It is apparent from Table 6 that the lamellar aluminum-calcium type compound 5 which covers the dendrite or a 

crystal grain 4 is composed mainly of aluminum and calcium. It is also apparent that the aluminum-rare earth element 
type compound 6 in the form of a spherical particle, which is crystallized out in the dendrite cell or a crystal grain 
boundary, is composed mainly of aluminum and the rare earth element and contains calcium. 

In the energy dispersive method of X-ray spectroscopy, the reason why the aluminum-calcium type compound 5 

45 contains magnesium is that magnesium in the matrix is unavoidably detected. 

According to the magnesium alloys according to this embodiment, high resistance to distortion can be obtained 
under a high-temperature and high-bad environment by the crystal structure of the above constitution. Therefore, 
excellent residual joint axial force can be obtained under the high-temperature and high-load environment when they 
are used in engine covers, case parts and the like and joined by bolts. Example of the magnesium altoys according to 

so this embodiment and Comparative Example thereof will now be described. 

Example 5: 

In this example, magnesium having a purity of 99.9%, a Misch metal having a purity of 99.9% as a rare earth 
55 element, calcium having a purity of 99.8% and a magnesium alloy containing 3 wt.% of manganese were used to 
prepare compositions of Sample Nos. 51 to 60 by varying the contents of aluminum, the rare earth element, calcium, 
manganese and zinc within ranges of 4.5-6.0 wt.%, 1.0-3.0 wt.%, 1.2-2.2 wt.%, 0.2-1.0 wt.% and at most 0.5 wt.%, 
respectively, based on the total weight of the alloy. About 50 kg of an alloy material composed of each of the abov 
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compositions were cast into a thick plat of 50 mm x 100 mm x 15 mm in size by a 250-t cold chamber die casting 
machine. 

The thick plates formed of the respective alloys of Sample Nos. 51 to 60 were then separately worked into two 
plates of 30 mm x 30 mm x 1 2 mm in siz .A through-hol 6 mm across was mad in ne of them to provide a flang 
5 7, while the other plat was subjected to thr ad cutting under conditions that a thread diameter was 6 mm and a pitch 
was 1 .0 mm to provide a nut 8. The flange 7 and the nut 8 were joined by an M6 bolt 9 under a load of about 1 ,250 
kgf (initial axial force). 

After the flange 7 and the nut 8 which had been joined by the bolt 9 in the above-described manner were then 
subjected to a heat treatment for 400 hours in a muffle furnace of 150°C, they were taken out of the muffle furnace 
io and air-cooled. An elongation of the bolt was then measured by a dial gauge 10 in a thermostatic chamber of 20°C, 
thereby calculating an axial force after 400 hours from a calibration curve prepared in advance. The axial force thus 
calculated was then compared with the initial axial force to calculate retention of axial force (%) in accordance with the 
following equation: 

15 

Retention of axial force (%) = (Axial force after 400 hours/Initial axial force) x 100 

Incidentally, the calibration curve was prepared by measuring the elongation of the bolt 9, by which the flange 7 
and the nut 8 had been joined as described above, by the dial gauge 10 while applying a load to the bolt 9 by a 25-t 
20 autograph and plotting the elongation of the bolt versus the load. With respect to the respective alloys of Sample Nos. 
51 to 60, their compositions and retention of axial force are shown in the following Table 7. 

Comparative Example 6: 

25 Thick plates of magnesium alloys composed separately of compositions of Sample Nos. 61 and 62 were die-cast 

in exactly the same manner as in Example 5 except that the content of aluminum was changed outside the range of 
4.5-6.0 wt.% based on the total weight of the alloy. 

Thick plates of magnesium alloys composed separately of compositions of Sample Nos. 63 and 64 were die-cast 
in exactly the same manner as in Example 5 except that the content of the rare earth element was changed outside 
30 the range of 1 .0-3.0 wt.% based on the total weight of the alby. 

Thick plates of magnesium alloys composed separately of compositions of Sample Nos. 65 and 66 were die-cast 
in exactly the same manner as in Example 5 except that the content of calcium was changed outside the range of 
1 .2-2.2 wt.% based on the total weight of the alloy. 

A thick plate of a magnesium alloy composed of a composition of Sample No. 67 was die-cast in exactly the same 
35 manner as in Example 5 except that the content of zinc was changed to an amount more than 0.5 wt.% based on the 
total weight of the alloy. 

With respect to the respective alloys of Sample Nos. 61 to 67, their retention of axial force (%) was calculated in 
exactly the same manner as in Example 5. The compositions and retention of axial force of the alloys of Sample Nos. 
61 to 67 are shown in the following Table 7. 

40 



45 



50 



55 
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Table 7 



5 


Sample 


Composition (wt.%) 


Retention of 
axial force 




No. 




Al 


RE 


Ca 


Mn 


Zn 


(%) 






51 


4.50 


1.01 


1.20 


0.30 




65 


10 




52 


5.35 


1.05 


1.92 


0.29 




67 






53 


5.95 


1.02 


2.20 


0.32 




67 


IS 




54 


4.50 


1.96 


1.20 


0.30 




68 




m 

0 


55 


5.55 


1.95 


1.71 


0.28 




70 


20 


6* 

§ 


56 


5.98 


1.93 


2.16 


0.31 




70 




K 

r.-i 
W 


57 


4.50 


2.95 


1.20 


0.27 




68 


25 




58 


5.59 


2.99 


1.71 


0.30 




70 




59 


6 . 00 


2.96 


2*20 


0.30 




70 






60 


5.53 


2.01 


1.70 


0.33 


0.5 


65 


30 




61 


3.95 


1.98 


1.72 


0.28 




- 




H 


62 


6.65 


1.95 


1.75 


0.30 


- 


42 


35 


! 


63 


4.50 


0.50 


1.60 


0.27 




35 




w 


64 


5.55 


4.52 


1.70 


0.29 






40 


<d 


65 


5.52 


1.95 


0.65 


0.33 




38 




M 

td 

? 


66 


5.50 


1.95 


2.79 


0.30 






45 


o 
u 


67 


5.50 


2.02 


1.80 


0.30 


1.2 


27 



RE: Rare earth element (Mlsch metal) 



It is apparent from Table 7 that all the magnesium alloys according to Example 5 have retention of axial force 
ranging from 65 to 70% and hence possess substantially the same excellent residual joint axial force as an aluminum 
50 alloy ADC12 under the high-temperature and high-load environment. On the other hand, all the magnesium alloys of 
Comparative Example 6, whose aluminum, rare earth element, calcium or zinc content is outside the range according 
to the present invention, had retention of axial force as low as at most 42%. In addition, the alloys of Sample Nos. 61 , 
64 and 66 were cracked under the high-temperature and high-load environment, and so their retention of axial force 
was unmeasurable. 

55 The structures of the magnesium alloys of Sample Nos. 61 and 65 were observed. The results thereof will now be 

described. 

The structure of the magnesium alloy of Sample No. 61 was first observed by photographs of 1 ,000 and 5,000 
magnifications of the alloy taken as a compositional image by a scanning electron microscope. FIGs. 9 and 10 show 
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copies of the electronic microphotographs of 1,000 and 5,000 magnifications, respectively. 

In the structur of the magnesium alloy, it is apparent that as shown in FIG. 10, many eutectics 11 ar crystallized 
out in a dendrite cell or a crystal grain boundary, which is a grain boundary of the dendrite or a crystal grain 4, due to 
th tow content of aluminum. 

s The structur of the magnesium alloy of Sample No. 65 was then obs rved by photographs of 1 ,000 and 5,000 

magnifications of the alloy taken as a compositional image by the scanning electron microscope. FIGs. 11 and 12show 
copies of the electronic microphotographs of 1 ,000 and 5,000 magnifications, respectively. 

In the structure of the magnesium alloy, it is apparent that as shown in FIG. 12, the aluminum-rare earth element 
type compound 6 crystallized out in a dendrite cell or a crystal grain boundary, which is a grain boundary of the dendrite 
10 or a crystal grain 4, is not spheroidized due to the tow content of calcium. 

A photograph of 75,000 magnifications was then obtained by a transmission electron microscope using a sample 
obtained by mechanically abrading and slicing the structure of the magnesium alloy, stamping a disc 3 mm across from 
the slice, abrading this disc up to #1,500 with wet abrasive paper and further abrading it into a thin film by electrolytic 
polishing. A copy of this electronic microphotograph is shown in FIG. 13. 
is In the structure of the magnesium alloy, it is apparent that as shown in FIG. 13, the lamellar aluminum-calcium 

type compound 5 incompletely covers the dendrite or a crystal grain 4 due to the low content of calcium. 

In the magnesium alloys disclosed herein and embraced by the accompanying claims, the balance of the alloy 
composition is constituted by magnesium and incidental impurities. 

20 

Claims 

1 . A heat-resistant magnesium alloy containing, based on the total weight of the alloy, 4.5-1 0 wt.% of aluminum, 0. 1 -3 
wt.% of calcium, 1-3 wt.% of a rare earth element and 0.2-1 wt.% of manganese and having a composition that 

2S the contents of aluminum, calcium and the rare earth element satisfy the relationship of the following expression (1 ): 

1 .66 + 1 .33b + 0.37c £ a £ 2.77 + 1 .33b + 0.74c (1 ) 

30 wherein a represents the content of aluminum, b represents the content of calcium, and c represents the content 

of the rare earth element. 

2. A heat-resistant magnesium alloy according to Claim 1 , which is suitable for use in die casting. 

35 3. A heat-resistant magnesium alloy according to Claim 2, which is obtained by said die casting and contains an 
aluminum-calcium type compound which covers a dendrite or acrystal grain in an alloy structure, and an aluminum- 
rare earth element type compound in the form of a spherical particle, which is crystallized out in a dendrite cell or 
a crystal grain boundary. 

40 4. A heat-resistant magnesium alloy according to Claim 2, which is obtained by said die casting in a composition 
containing, based on the total weight of the alloy, 4.5-6.0 wt.% of aluminum, 1.2-2.2 wt.% of calcium and 1.0-3.0 
wt.% of a rare earth element. 

5. A heat-resistant magnesium alloy according to Claim 1, wherein the rare earth element is contained as a Misch 
45 metal. 
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FIG. 7 
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FIG. 9 
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FIG. 11 
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